A new metabolite has been isolated from Aspergillus chevalieri as colorless needles, mp 294-296°C, [a]n+46°.
A new metabolite has been isolated from Aspergillus chevalieri as colorless needles, mp 294-296°C, [a] n+46°.
It has a dioxopiperazine ring system formed from tryptophan and alanine. Chemical and spectroscopic data indicate that this metabolite is L-alanyl-2-(1,1-dimethylallyl)-L-tryptophan anhydride (I).
During investigation of fungal metabolites, we isolated a new metabolite from a strain of Aspergillus chevalieri (Mangin) Thom et Church IFO 4090. We now report the isola tion and structural elucidation of the metab olite.
This mold was grown as a surface culture for 3 weeks at 24°C on malt extract medium. The extract soluble in acetone from culture filtrate was chromatographed on a column of silicic acid.
Elution with benzene-acetone (2: 1, v/v) gave a new metabolite. The spectrum is close to that of echinulin (II) which is a metabolite of this mold." This suggests the presence of a 2,3-substituted indole system in I. I showed IR absorption at 3380cm-1 due to a secondary amine group and bands at 1670 and 1655cm-1 due to carbonyl absorption of amide groups. Treat ment of I with 6N hydrochloric acid afforded alanine and tryptophan.
This suggests the presence of a dioxopiperazine ring system in I which is formed from tryptophan and alanine.
The NMR spectrum of I showed a doublet at 6 1.22 (3H, J=7 Hz) due to the alanyl methyl protons which showed coupling with a proton at 6 3.80 (quartet, J=7 Hz). Two doublets of doublets at 6 3.00 (1H, J=10 and A signal at 5 1.48 (6H, singlet) was assigned to two olefinic methyl protons and two doublets of doublets at 6 4.93 (1H, J=2 and 10 Hz) and 4.98 (1H, J=2 and 17 Hz) were assigned to the olefinic protons of a vinyl group. These protons showed coupling with a proton at 6 6.12 (1 H, J=10 and 1.7 Hz). Hydrogena tion of I in methanol over palladium-charcoal gave a dihydro-derivative (III), in whose NMR spectrum the olefinic protons of the vinyl group disappeared. 
EXPERIMENTAL
Melting points are uncorrected. UV spectra were measured on a Hitachi 124 spectrometer.
IR spectra were recorded on a Hitachi 215 spectrometer and 'H-NMR spectra on a Hitachi R-24 using tetramethyl silane as internal standard. Analysis of amino acid was carried out with a JEOL JLC-6AH amino acid analyzer. Column chromatography was carried out on silic AR CC-4 (Mallinckrodt, 200 325 mesh) . TLC was performed silica layer GA (Nakarai Kagaku Yakuhin Co.). For the citation of NMR data the following abbreviations were used: s (singlet) , d
(doublet), dd (doublet of doublets), t (triplet), q (quartet) and m (multiplet). 
